Effect of Nonplanarity on Excited-State Proton Transfer and Internal Conversion in Salicylideneaniline.
Salicylideneaniline (SA) is a prototype for excited-state intramolecular proton transfer (ESIPT) reactions in nonplanar molecules. It is generally understood that the dominant photochemical pathway in this molecule is ESIPT followed by nonradiative decay due to twisting about its phenolic bond. However, the presence of a secondary internal conversion pathway resulting from frustrated proton transfer remains a matter of contention. We perform a detailed nonadiabatic dynamics simulation of SA and definitively identify the existence of both reaction pathways, thereby showing the presence of a secondary photochemical pathway and providing insight into the nature of ESIPT dynamics in molecules with nonplanar ground-state geometries.